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No industry stays untouched by additive manufacturing and its huge po-
tential do revolutionize ourmanufacturing processes. 3D-printed ceramic
parts are of rising interest, due to their unique chemical, mechanical and
electrical properties.
The Two-Photon-Polymerization as a stereolithography technology stands
out with its high resolution in the small micrometer- down to nanometer-
range and its operation freedom to print freely in the three-dimensional
volume. Utilizing this process to produce high precision ceramic parts
opens a new order of magnitude to ceramic manufacturing.
Therefore a completely new resin is needed, which meets the require-
ments of the Two-Photon-Polymerization and ceramic processing. In this
study a resin was developed regarding the rheological, optical and pho-
tocuring requirements and printed into three-dimensional figures. Those
ought to be debinded and sintered to gain fully ceramic three-dimensional
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3D-printing became a driving force in the development of products and
processes. People tend to have their own 3D-printer at home to print plas-
tic spare parts or their very own creations. Three-dimensional models of
any kind are freely available for any purpose imaginable. The technology
became easily accessible, especially to print plastic objects. They can be
processed with a simple setup and with cheap materials. Metals and ce-
ramics are higher demanding in forming conditions and production costs.
By now they are mainly used in industrial processes, but with growing
importance. In certain applications the three-dimensional printing, also
called additive manufacturing (AM), already enhanced metal or ceramic
productions.
Ceramic parts are of great interest due to their unique mechanical and
chemical properties, such as mechanical strength, thermal stability, hard-
ness, chemical resistance as well as their peerless electrical, optical and
magnetic properties [1]. Additive manufacturing of ceramic can advance
current ceramic processing technologies and open the way for new ce-
ramic applications, which cannot be addressed by conventional ceramic
processing like casting and moulding. This might be new shapes, small
unique stocks with the full flexibility of shaping and without the use of
expensive and space consuming moulds [2].
Nevertheless, processing ceramics in 3D-printing or conventional kind
of way comes with many drawbacks and difficulties [3]. Ceramic process-
ing means to form ceramic materials which are not pliable, neither with
force nor heat or any other treatment. The ceramic material needs to
be milled and the particles are embedded in a so-called slurry. After the
forming process the ceramic particles need to be joined together into a
strong ceramic material via sintering. This process is well investigated
in conventional fabrication methods with the conventional slurries. 3D-
printing slurries need to meet different requirements than conventional
slurries and therefore further material investigation is requiered. The
major problem is the embedding of ceramic particles in suitable amount
and quality into a slurry matrix.
Especially light induced additive manufacturing processes, like stere-
olithography, become difficult when ceramic particles are introduced into
the transparent photo-curable resins, which mainly cause scattering. In
some technologies like Single-Photon-induced stereolithography processes
the scattering might be balanced with utilizing strong laser sources with
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the drawback of lower resolutions. But when highly transparent resins
are crucial for the fabrication process, like the Two-Photon-Polymerization
(2PP), a different approach is needed.
The Two-Photon-Polymerization is THE 3D-printing technology to ad-
ditively generate objects with ultra high resolution. The resolution can
be tuned down to several hundred nanometer. No other additive manu-
facturing method ensures such a resolution and therefore a new kind of
micro- and nano-applications for any kind of material, also for ceramic
parts.
The task is to combine process andmaterial requirements onto a slurry,
which enables the Two-Photon-Polymerization of ceramic materials. The
slurry needs to contain enough ceramic particles to generate a stable
ceramic part after sintering, it ought to be photo-polymerizable with a
Two-Photon-Polymerization setup and therefore needs to be liquid, photo-
curable and most of all transparent.
The stakes are high: Utilizing the Two-Photon-Polymerization for ce-
ramic manufacturing opens a new-fashioned way for ultra-high resolution
ceramic processing, compared to all other additive manufacturing tech-
nologies. Those might introduce ceramic parts into new technical and/or
medical applications, where fine structured ceramics don’t exist so far
and where the special properties of ceramics are advantageous. Like in
high temperature, high pressure or very acid conditions, in catalysis such
as medical applications, where nano-structured implant surfaces promise
a better ingrowth. The rapid prototyping aspect of additive manufactur-
ing plays another role. Every engineer and researcher benefits from the
fast development of materials and methods in this field to create own
solutions for modern problems, e.g. with a micro-structured technical
ceramic.
I’m more than excited to show you my path to the smallest additive
manufactured ceramic part ever manufactured.
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1.2 Theory
Before bringing along the experimental data, the scientific background
and technological problems lying ahead need to be explained. This in-
volves the technological requirements unto the printing process and ce-
ramic material requirements.
1.2.1 Stereolithography a Additive Manufacturing Technol-
ogy
Additive Manufacturing technologies are defined as the “process of join-
ing materials to make objects from 3D model data, usually layer upon
layer, as opposed to subtractive manufacturing methodologies, such as
traditional machining” [4]. Additive manufacturing (AM), solid freeform
fabrication (SFF) and rapid prototyping (RP), of equal meaning, are pro-
cesses [2] building three-dimensional objects [5]. Layer-by-layer (LbL)
means using a three-dimensional computer model, which is then sliced
into layers and stacked on top of each other. Advantages can be the, in
comparison to subtractive methods or molding, fast building time, reduc-
tion of waste, the absence of tools, moulds and fixtures (see Figure1.1)
and the possible complexity of the desired parts [6]. Different materials
require different processing methods and parameters, thus a great vari-
ety of AM-technologies occurred. Examples are Stereolithography (SL)
for polymers, Fused Deposition Modeling (FDM) for polymers and met-
als, Selective laser Sintering/Melting (SLS/SLM) for ceramics, polymers
and metal, Laminated Object Manufacturing (LOM) for foils of any kind
of material, Electron Beam Melting (EBM) for metals and many more [7].
Figure 1.1: Comparison of substractive and additive manu-
facturing technologies vs. molding
Stereolithography (Greek στερεός stereos – „hard“, „tough“, „physi-
cally “, also „spatial“ and λίθος lithos – „stone“ and γράφειν graphein –
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„to write“) is one type of additive manufacturing processes, where bod-
ies are formed in a layer-by-layer-fashioned way by initializing a photo-
polymerization in a mainly liquid photo-curable resin. This polymeriza-
tion is carried out by a molecular chain reaction [8] which solidifies the
polymer at the illuminated spot. This gives a great freedom in design and
therefore opens a wide field of forms and structures, mostly applied to
polymeric materials [9].
1.2.2 Radical Polymerization
The chemical basis of stereolithography is the light induced radical poly-
merisation. The basis are compounds with olefinic double bounds, mainly
acrylates and methacrylates. Those can be either a single group, di-
acrylates or acrylated polymer chains. Depending on this architecture
the resulting polymeric networks have a variety of properties. But they
all have in common to be highly reactive in the presence of radicals [10].
Those are formed via the photo-induced cleavage of a photo-initiator
and leads to the radical polymerization mechanism, involving initiation,
propagation and termination [11], displayed as following. First the Initia-
tor is cleaved by the radiation and forms two rest-specimens containing
a free radical 𝑅•.
𝐼𝑛𝑖𝑡𝑖𝑎𝑡𝑜𝑟 → 2 × 𝑅•
Those react with a Monomer 𝑀 containing an olefinic group/double
bond and forming a combined specimen with a free radical 𝑅𝑀•1 .
𝑅• + 𝑀 → 𝑅𝑀•1
This specimen react with another monomer. With every new incom-
ing Monomer 𝑀𝑛 the chain grows longer and longer 𝑅𝑀•𝑛+1, the so-called
chain propagation.
𝑅𝑀•1 + 𝑀𝑛 → 𝑅𝑀
•
𝑛+1
This process continues until one of the chain termination mechanisms
occures. Mostly the free radical 𝑀•𝑛 recombines with another one, which
can be either a start Radical 𝑅• or another chain 𝑀•𝑚.
𝑀•𝑛 + 𝑀
•
𝑚 → 𝑀𝑛 − 𝑀𝑚
In any case a polymeric network forms a more or less stiff network.
The outcome mainly depends on the architecture of the Monomer 𝑀.
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Monomers with only one olefinic bond tend to form linear polymeric chains
(see Figure1.2 left side), whereas polymers with two or more terminal
olefinic bonds can producemore stable polymeric networks (see Figure1.2
right side).
Figure 1.2: Polymerization process comparing the formation
of polymer chains or networks depending on the number of
olefinic bonds of the photo-curable agent
Radicals are highly reactive and unstable, meaning the polymerization
happens only in a small area around the initiation due to the high termina-
tion probability. This effect can be used in Stereolithography by enlight-
ening the wished polymerization spot with an accurate light source. The
whole polymerization process is diffusion driven, meaning the polymer
resin needs to be liquid enough to ensure free movement of the reactive
compounds, but shouldn’t be too viscous, as it’s diluting the polymeriza-
tion zone too far over the enlightened spot, causing a reduction in the
accuracy of the process.
1.2.3 Two-Photon-Polymerization a Stereolithography Tech-
nology
Such a precise light source can be either any continues laser or an even
more precise an pulsed laser triggering the two-photon absorption (2PA).
Two-Photon-Absorption (2PA)
Light is absorbed my matter usually in that way, that the energy of one
photon is in resonance with the energy difference between the occupied
electronic state and the higher electronic state [12], meaning the photon
can enhance the electron to overcome this specific energy gap into the
excited state (see Figure1.3 left side). In 1931 Marie Göppert-Mayer pre-
dicted the excitation with two photons of the half resonance energy, which
are absorbed literally at the same time [13]. With the first photon the elec-
tron is excited to a intermediate virtual state, with a very short lifetime,
in which the second one needs to absorbed to reach the excited state [14].
This could not be proven till the availability of lasers in 1961 [15], which
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can be set up to non-linear behavior (see Figure1.3 right side), provid-
ing a high photon density to trigger the Two-Photon-Excitation without
overheating the system.
Figure 1.3: Top: (left) Scheme for the linear excitation and
(right) Two-Photon-Excitation. The virtual state is marked
by a dashed line. Bottom: Spatial intensity profiles in the
center of the beam axis for the two cases. The left hand
side shows the intensity along the path, which is continuous
for single photon light sources and discontinuous for Two-
Photon light sources [12].
In comparison, single-photon laser light triggers fluorescence along
the whole laser path length with a higher intensity in the focus point (see
Figure1.4 left side). The intensity of the Two-Photon laser is many magni-
tudes higher in the focal point, and significantly lower everywhere else,
and so far triggering the fluorescence only in this specific area, the so
called voxel (see Figure1.4 right side). This gives the possibility to place
the laser spot very precisely not only horizontally but especially vertically.




The high and nonlinear intensity is given by a high photon concentration
emitted by ultrafast pulsed lasers. The first setups were equipped with
Argon ion and titanium:sapphire (Ti:Sa) [17] crystal laser sourcewith high
output power. Nowadays different laser sources are available, like in this
example case a Yb:KGW (𝑌 𝑏3+ ∶ 𝐾𝐺𝑑(𝑊𝑂4)2) laser source (see Figure1.5).
The laser beam is guided through multiple tools where P and PP polar-
izing the Beam to operate as power unit, M are mirrors, a removable
power meter RPM to observe the output power, a telescope T expanding
the laser beam and finally an objective lens Obj to focus the beam to the
desired position. A LED light illuminates the sample from the bottom or
from above for real-time monitoring of the fabrication process, which is
projected onto a camera in the scanner and imagine system [18].
Figure 1.5: Example of 2PP-setup described here [18].
With such a setup the beam is guided to a specific point in the Sample,
which is placed inside the working distance of the used objective lens.
In this area it triggers the radical polymerization and creating a three-
dimensional voxel of polymerized material. When moving the beam along
a path in either X,Y or Z-direction the laser creates a string of polymerized
voxels along the way the beam was guided. This can either be done by
moving the sample in an XY-Plane or moving the laser beam above the
objective lens (Obj). For real-timemonitoring of the fabrication process, a
part of the beam is projected onto a camera in the scanner and imagine
system. Movement in Z-Direction is performed by moving the objective
lens (Obj) up and down. In this way the machine can perform a full three-
dimensional printing process.
A computer aided design (CAD) model is processed by a software and
translated into lines and layers, onwhich the laser beam is guided through
the resin. This forms the three dimensional structures step by step. By
combining the movement of the XY-plane and the galvo-scanners large
structures can be written in on single step without stitching single unit
cells next to each other, while keeping a fast processing speed and high
accuracy.
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1.2.4 Particle Size and Absorption vs. Transmittance
To guide the laser beam onto any imaginable point in the sample, the
sample itself needs to provide sufficient transmissivity. This is crucial as
when the beam is scattered, the photon concentration in the focal point
decreases until the photon density is not sufficient anymore to trigger the
Two-Photon-Absorption in the sample. In that case no more Two-Photon-
Polymerization is possible.
For Two-Photon Polymerization of ceramics ceramic particles need to
be dispersed in the liquid organic resin, which contains olefinic bonds
for the radical polymerization. When ceramic particles are mixed into
the transparent liquids the induced light is scattered. Every particle has
a surface to its surrounding matrix. The refractive index (𝑛) difference
between particle and matrix leads to a difference in the speed the light is
travelling and therefore in scattering [19].
Best example is ice: a block of ice is transparent because it is a homo-
geneous phase. Snow instead is opaque because a lot of ice-air surfaces
are scattering the light. Light scattering at particles the size of the wave-
length is described by the Mie-Scattering theory (see Figure1.6 left side).
Figure 1.6: Comparison of scattering mechanisms when
(left) the particles are larger and (right) the particles are
smaller than 1/10th of the wavelength 𝜆
Only if the particle size is significantly smaller than the light wave-
length the particles loose the ability to scatter the light and Rayleigh
scattering becomes the predominant scattering mechanism. The inten-
sity 𝐼 is reverse proportional to the 4th potention of the wavelength 𝜆
(𝐼 ∝ 𝜆−4) [20]. Meaning the light is passing the particles relatively un-
hindered. The approximate threshold, where the behavior is changing is
1/10th of the wavelength. With the particle size above that threshold, light
scattering is getting increasingly relevant. The same amount of particles,
but with a smaller size than 1/10th of the wavelength the resin becomes
transparent.
This effect is already used in industrial processes, for example the
forming of anti-reflecting coatings with silica nano-particles [21], where
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nano-sized particles enhance the transmittance of flat glass surfaces.
Additionally adsorption can play a role in reducing the transmittance.
This is mainly dependent on the electronic band structure of the material
and the material thickness[22, 23]. Light is absorbed and mostly trans-
formed into thermal energy. Ceramic materials are mostly white or when
mono-crystalline even transparent [24].
The main assumption from this chapter is, that the opacity of ceramic
resins is mainly caused by scattering, which can be prevented by choosing
particles of small size.
1.2.5 Viscosity of Particle Embedded Liquids
Next to the transmittance also the viscosity of liquids changes signifi-
cantly, when solid particles are introduced. The viscosity is in almost all
cases a non-static value, always depending on the way it is measured.
Only some materials, like oil, are so-called ”Newtonian liquids” (see Fig-
ure1.7a) [25], whose viscosity 𝜂 doesn’t change with the introduced shear
rate 𝛾 ̇. Starch solution is an example for dilatant materials (see Fig-
ure1.7c). The viscosity increases with increased applied force. Most
liquids, like water and polymers, behave the other way round. Their vis-
cosity decreases with higher applied force. This is called shear-thinning
behavior or pseudo-plastic behavior (see Figure 1.7b).
(a) Newtonian liquid (b) Pseudoplastic material (c) Dilatant material
Figure 1.7: Comparison of the viscosity 𝜂 of different mate-
rials in dependency of the shear rate 𝛾 ̇ [25]
Also photo-curable polymeric resins are shear-thinning materials and
the shear-thinning effect increases when particles are inserted. Addition-
ally the overall viscosity rises with the volume or mass fraction of parti-
cles. This effect decreases again, when the particles are smaller, well
dispersed and spherical [26].
This is important as ceramic filled photo-curable resins yield a volume
or mass fraction as high as possible. The higher the ceramic content
the better the sintering results. So a high solid solid content is desired
by maintaining a reasonable viscosity. If the viscosity reaches a very high
level, due to agglomerates or a too high solid loading, the diffusion driven
polymerization reaction is hindered or even stopped. Eventually, a high
viscosity complicates the resin handling, like re-coating and washing.
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1.2.6 Post-Processing and Sintering
After photo-curing the final ceramic structures is obtained after several
post processing steps. First the parts are washed from residual and un-
cured resin. Afterwards the polymer binder is removed with a heat treat-
ment, which is called debinding. The still separated ceramic particles
need to be sintered to form a strong ceramic structured. Therefore the
part is heated to temperatures where molecules on the surface of the par-
ticles start to diffuse and in that way the particles mend together. This is
crucial for the integrity and the mechanical strength of the final ceramic
parts [27].
1.2.7 Process Chain for Two-Photon-Polymerization of Ce-
ramics
All the above mentioned theoretical aspects lead to a process chain for
the Two-Photon-Polymerization of ceramics (see Figure1.8). The basis
are ceramic particles suspended in a liquid. To this a photo-curing agent
is added (1.). Then the photo-curing can be triggered (2.), in this case
induced with a Two-Photon laser. The photo-cured parts are dried (3) to
remove residual solvents and liquids, then debinded (4.) to remove the
photo-cured polymer chains, and finally sintered (5.) to form the strong
ceramic structure.
Figure 1.8: Scheme from ceramic filled liquid to sintered
ceramic body: 1. adding olefinic component, 2. photo-
polymerization, 3. drying, 4. debinding, 5. sintering
This results in certain requirements a photo-curable resin has to fulfill
to be successfully processed with the Two-Photon-Polymerization. The
resin needs to be:
• photo-curable with olefinic groups/double bonds
• containing ceramic particles smaller than 1/10𝜆
• reasonable low viscous
• transparent
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1.3 State of the Art
In the past a variety of studies have been performed to investigate the
stereolithogrpahy of ceramics. Stereolithography as one kind of additive
manufacturing is not limited to ceramic processing, but this overview fo-
cuses on studies only dealing with ceramic stereolithography (see Fig-
ure1.9).
Figure 1.9: Ceramic Stereolithography as one specific type
of additive manufacturing and its sub-categories
Ceramic stereolithography itself is a broad field. It can be divided
into two main groups, the single-photon-exitation processes using mainly
UV-lasers with either a sinlge beam or multi beam applications and Two-
Photon-Excitation processes equipped with pico- or femto-second-lasers
to induce the Two-Photon-Polymerization (see Figure1.9). All processes
come with different process and mainly resin requirements, which can be
translated more or less to the Two-Photon-Polymerization of ceramics.
1.3.1 Single-Photon-Excitation Stereolithography of Ceram-
ics
The Single-Photon-Process is widely used in Stereolithography technolo-
gies. The processes are tuned to fabricate ceramic parts out of opaque
ceramic filled resins. A typical setup for ceramic stereolithography con-
sists of a UV-lamp or laser with 125-300W power, an optical path with
X-Y-scanner, a basin with the liquid resin and a movable platform. To flat-
ten the surface usually a doctor blade or similar re-coating technologies
are used (see Figure1.10).
To gain slim and smooth single layers the layering is a crucial step
in this processes. Himmer [29] was the first to use a rolling and pressing
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Figure 1.10: SLA Figure 3: Schematic of stereolithography
application used by Griffith [28]
method to gain homogeneous and flat layers. Most available stereolithog-
raphy systems use a so-called doctor blade. The blade scrapes the new
layer over the last one. When rolling very thin layers (10-20 microns),
the doctor blade might more likely rip off the lower layers, if not adjusted
carefully. This limits the process in its Z-Resolution, but for a wide range
an applications this resolution is sufficient. Therefore the technology was
brought to many different materials and resin systems.
Water Based Slurries
The first ceramic stereolithography was performed using water based ce-
ramic slurries, similar to selective laser sintering slurries. The only addi-
tion is a photo-curable agent, mostly the water soluble acrylamide (AM)
to induce a photo-polymerization. In 1994 Griffith and Halloran [30] uti-
lized a 0,45-0,55vol% of silica particles in water with acrylamide (AM)
and N,N’-Methylene Bis-Acrylamide (MBAM). They succeeded to produce
a green body from a silica-slurry using an UV-Lamp and a mask with a
cure depth of about 300µm. The first fully additively manufactured and
sintered ceramic piece was published two years later also by Griffith and
Halloran [28].
The formulation consisting of water, silica and AM/MBAM is the most
studied. The refractive index (RI) of the solution is about 1,35-1,5, which
fits to silica particles with a RI of about 1,5. The viscosity is low, of about
1000mPa·s, evenwith a high solid content. With slurries of that kin curing
depths up to 300µm and resolutions of 100µm are possible [31, 32]. To
reduce delamination and surface roughness Tian [33] proposed to chose
inclination angles of maximum 30°, which limits the geometrical freedom
of the process.
Besides silica other ceramic species are printed using an aqueous slurry
containing AM/MBAM. Such have been reported for beta tricalcium phos-
phate (𝛽-TCP) [34] used as scaffolds [35]. Alumina structures, and its mod-
ified derivative zirconia toughened alumina (ZTA) [36], are strong and
dense ceramics and therefore of higher technical interest e.g. for mi-
cro mechanics [37, 38] (see Figure1.11). The same is true for Zirconia,
which is in use for example as dental bridges [39].
Major drawback of Water based slurries is the water itself. Water con-
sisting materials tend to dry out quickly if not stored or handled carefully.
This turns to be a problem when a water based ceramic resin is stored
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Figure 1.11: microgears (a) 400 µm and (b) 1mm largemade
from silica via SL in AM/MBAM aqueous solution [37]
in an open basin, where layers are applied on top of each other. The up-
per surface is drying very quickly resulting in an uneven distribution of
ceramic particles throughout the layers. Additionally water slurries turn
to have a low viscosity and the viscosity is hard to modify. A low vis-
cosity might be disadvantageous for the photo-polymerization, which is
more diffusion driven. With the low viscosity the radicals are diluted into
the un-illuminated areas reducing the resolution of the printing process.
To overcome those drawbacks a slurry is favorable, where the ceramic
particles are dispersed in an organic resin with adjustable viscosity.
Organic Based Slurries
Organic based slurries need to match the same requirements regarding
the homogeneous dispersion of the ceramic particles. In any case the
ceramic particles are milled with a ball mill, which are designed for water
slurries. Using them with organic photo-polymers and solvents require
careful handling and cleaning.
At first silica particles where used in organic photo-polymers due to
its low refractive index of 1,56, compared to other ceramics. It almost
matches the refractive indices of typical polymeric binders, like 1,6-Hexane-
diol-diacrylate (HDDA) [40, 41] of 1,456. This reduces the scattering through
the resin and is therefore favourable for establishing a new ceramic stere-
olithograohy technology. Sintered silica ceramic [42–45] were produced
using a organicmatrix withHDDA or amixture of (Hydroxyethylmethacry-
late) HEMA and Tetra-ethylene-glycol-diacrylate (TEGDA) [46].
Alumina has a higher refractive index of 1,7, which leads to more
scattering and therefore less curing depth in the resin. But as alumina
and other ceramic species are of higher technical interest than silica, re-
search is more focusing on producing those ceramics with stereolithog-
raphy. In 1999 Zhang [37] was the first to demonstrate stereolithogra-
phy of dense alumina parts out of HDDA with a resolution of 1,2 µm.
The solid content can be 40-60wt%[47–52] (see. Figure1.12). HDDA-
slurries are also used to form Barium Titanate [53] or piezoelectric PMNT
(0.65𝑃 𝑏(𝑀𝑔1/3𝑁𝑏2/3)𝑂3–0.35𝑃 𝑏𝑇 𝑖𝑂3) [54].
Next to HDDA other photo-curable polymers are studied as organic
binders like Acura SI-10 [55] and Polyethylene-glycol-diacrylate (PEG-DA)
[56]. Buerkle [57] for example fabricated dielectric alumina resonator
antennas, which demonstrates a wide range of possible applications of
additively manufactured alumina ceramic parts. Some researchers used
epoxy resins like Adika rascure HS662 to form porcelain parts [58] or
SiO2-TiO2 for photonic crystals [59]. The diversity of ceramic species to
14 Chapter 1. Introduction
Figure 1.12: Difference of ceramic green and sintered alu-
mina parts made from an organic resin with SL [49]
print and applications is very high including silicon carbide (SiC) [60],
𝐵𝑎3𝑍𝑛𝑇 𝑎2𝑂9 (BZT) [61] as radio frequency devices, alumina [62–65], alu-
mina and zirconia for bandpass filters [66, 67], zirocnia [68–70], aluminum
nitride (AlN) [71] for the production of microchannel cold plates, barium-
titanate (BTO) [72], beta-tricalcium phosphate ((𝛽-TCP) combined with
Hydroxyapatite to produce implants [73], bioactive glass [74] and calcium
pyrophosphate (CPP-A) [75].
Ceramic stereolithography is a favorable technique to produce peri-
odic lattices. A very simple computer-aided design (CAD) model, be-
ing the smallest repetition unit, joined numerous times next or on top
of each other forms larger objects. By choosing different materials var-
ious electrical or optical applications can be addressed, like microwave
devices [76] out of alumina and zirconia, photonic crystals [77, 78] or lat-
tices with different refractive index [79].
The sintering behavior of the printed green parts is of high interest, as
the final mechanical properties are settled during the sintering step. Alu-
mina printed parts with CeramTec-technology e.g. prove to have same
internal structure as parts produced with traditional ceramic manufac-
turing [80]. Inserting nano-size ceramic particles has proven to increase
the sintering behavior [81, 82].
This first steps into ceramic stereolithography using either water based
or organic slurries are stereolithography technologies using one laser
spot to print line by line. This approach can perform precise structures
but is a rather time consuming process. To tune up this process up tech-
nologies were invented to illuminate a whole layer at a time instead of
guiding a laser spot across the layer, the so-called Multibeam or Dynamic
Mask technology.
Multibeam and Dynamic Mask technologies
All in the last section described techniques are processes using a sin-
gle beam. Multi-Beam or Dynamic Mask processes use a patterned light
distributed over the whole area of irradiation. The advantage is the si-
multaneous illumination of the whole layer at once, which leads to an in-
crease in building time. Those techniques are Large Area Maskless Pho-
topolymerization (LAMP), Digital Light Processing (DLP), Lithography-
based ceramic manufacturing (LCM) and Mask-Image-Projection- based
Stereolithography (MIP-SL).
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Figure 1.13: First reported pattern using a Dynamic Mask
in SL [83]
In 1986 Lee [83] presented the first single green layer by illuminating
the resin from the bottom of the petri dish with a mask (see Figure1.13).
The first green body was produced in 1996 [84, 85]. The printed ceramic
materials vary from alumina [86] to bioactive glass, such as hydroxyap-
atite and tricalcium[87], or yttria stabilized zirconia [88]. Switching the
laser by a Hg-lamp enhances the resolution and flexibility and reduces
the costs [89]. The process was advanced as Large Area Maskless Pho-
topolymerization (LAMP) in 2009 [90–92], where layers of 100 µm thick-
ness could be obtained, but still having a lower resolution than classical
stereolithography methods.
Figure 1.14: Scheme of the Digital Light Processing (DLP)-
process introduced in 2012 [93, 94]
In 2012, the patented Digital Light Processing (DLP) process was in-
troduced [93, 94] (see Figure1.14), which is a promising technology to
produce ceramic parts regarding processing speed, resolution and eco-
nomical aspects. It can process various ceramics like silica [95], alu-
mina [96] for dental applications [97], tri-calcium-phosphate (𝛽-TCP) [98],
lead-zirkonat-titanate (PZT) [99, 100], zirconia [101–106], silica-carbide
(SiC) [107, 108], calcium-phosphate (CaP) [109] and bioactive glass [110,
111] with a resolution of 40 to 25µm and a building volume range of
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115x65x160mm[112]. The feature accuracy can be tuned up even further
using e.g. a soft-start exposure [113], where the light power is ramped
up and down to prevent overexposure.
With an optimal debinding and sintering strategy wall-thickness up to
20 mm can be stabilized [114]. In 2014 the Lithography-based Ceramic
Manufacturing (LCM)-technology by Lithoz GmbH was introduced [115–
118], which is optimized to process their own resins, but can also be ap-
plied to self made photocurable ceramic resins like zirconia fromHDDA[119],
alumina toughened zirconia [120, 121].
(a) setup scheme (b) printed parts
Figure 1.15: Mask-Image-Projection-based Stereolithogra-
phy MIP-SL proposed in 2015, difference between a alumina
green (a) and sintered body (b) [6]
In 2015 a similar method called Mask-Image-Projection-based Stere-
olithography (MIP-SL) [6]5 was presented, also a dynamic mask Stere-
olithography, with enhanced recoating technology to produce alumina,
zirconia and lead-zirconate-titatnate (PZT) parts (see Figure1.15).
As single beam applications alsomulti-beam/dynamicmask techniques
can address a great variety of ceramics and therefore their applications,
like Low Temperature Cofired Ceramics (LTCC) insulators and conductors
out of calcium borosilicate glass and silver [122], ore alumina parts for mi-
crofluidic or micromechanic [123] and lead-zirconate-titatnate (PZT) for
piezoelectric ceramic transducer [124, 125].
Table 1.1: Comparison of Single-Beam andMulti-Beam Tech-
nologies
Singlebeam Multibeam/Dynamic Mask
Minimal Resolution X/Y 1,2𝜇m 10𝜇m
Minimal Resolution Z 10𝜇m 100𝜇m
Possible ceramics all kinds all kinds
Process Time Medium Slow
In a direct comparison (see Table1.1) both techniques address the
same ceramic species and therefore the same ceramic applications. Main
advantage of Multibeam or Dynamic Mask setups is the much higher
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building speed, which enables a industrial like prototyping and small
stock production of small ceramic parts. For higher resolution or higher
precision single beammachines are still of advantage, evenwith the slower
building speed.
Both techniques can be applied far beyond manufacturing of ceramic
parts. When the photo-cured polymer matrix is not burned away a ce-
ramic/polymer composite occurs with favourable properties for different
applications.
Stereolithography of Ceramic/Polymer Composites
Ceramic/polymer composites can be obtainedwith any Stereolithography-
processes, either Singlebeam or Multibeam/Dynamic Mask and with ei-
ther water based or organic slurries. The only difference is to leave out
the debinding and sintering steps, leading to structured polymeric parts
with embedded ceramic particles. Those have an influence on the prop-
erties of the polymer. The solid loading of the photo-curable suspension
can be lower than of those to be sintered. The higher the solid loading,
the better is the sintering quality, but unless this step is left out the ce-
ramic particles can be introduced into the polymer in a wider solid con-
tent range. On the other hand side the polymers need to match other
requirements than just photo-curing properties and viscosity. They are
not burned away, so their mechanical or e.g. bio-compatibility for an im-
plant use come into focus.
Ceramic fillers enhance the thermo-mechanical properties of polymers [81],
and therefore can be used e.g. as dental crowns from UDMA/TEGDMA
with silica [126] or as piezoelectric transducers with quartz particles [127]
or lead-zirconate-titatnate (PZT) in Diacryl 101, SOMOS 6100, RPCure
200 AR or HDDA[128, 129], as photonic crystals with silica or titanium
in an epoxy resin [130, 131], syntactic foams of hollow glass microspheres
in epoxy or acryle [132], Hydroxyapatite (HA) powder in Polypropylene-
fumarate/diethyl-fumarate (PFF/DEF) for osteoblast cell scaffolds [133]
or in poly(D,L-lactide) [134], magnetite (Fe3O4) nanoparticles dispersed
in Envisiontec R11 to form flow sensors [135] (see Figure1.16) and alu-
mina in 1,6-Hexanediol-diacrylate (HDDA) [136].
Figure 1.16: a flow sensor and impeller CAD and b:
schematic of flow-sensor design made with embedded ce-
ramic particles in a photo-curable resin [135]
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Up to this point all mentioned slurries consist of ceramic particles dis-
persed in an organic or water-based photo-curable liquid and therefore
build a heterogeneous mixture. The particle size in all those studies is
mainly mentioned in the context of the viscosity and sintereing behavior.
Smaller particles reduce the viscosity and enhance the sintering behav-
ior. The transmittance is mostly secondary. The reduction of the par-
ticle size enhances the transmittance, but not up to a point, where the
slurries are completely transparent. And in this cases it is also not nec-
essary. The light, which induces the polymerization reaction, is maybe
scattered at the particle sites and therefore diffuse, but the photon en-
ergy is still enough, unless non-absorbing ceramic particles are used. So,
even though the light is scattered, it is still strong enough to induce the
photo-polymerization in the illuminated area. Only drawback is the re-
duced precision, but in many application, where ceramic parts of several
centimeter size are desired, the precision is negligible.
Truly transparent are organic polymers itself, but with silane chem-
istry it is possible to add e.g. silica atoms into the polymer backbone,
while keeping the transmittance. Those are so-called preceramic poly-
mers.
Preceramic Polymers shaped with Single-Photon Processes
Figure 1.17: Green body and pyrolyzed 3D ceramic structure
made from SiOC derived from a preceramic polymer [137]
Preceramic polymers are silica-based organics which lead to polymer
derived ceramics (PDCs) when pyrolized [138]. The preceramic polymers
have to be synthesized and give spezies like hyperbranched Poly(siloxysi-
lane) [139, 140] or methacrylated polyvinylsilazane (LM-PVS) and high
molecular weight methacrylated polyvinylsilazane (HM-PVS) [141]. They
are completely transparent, without any scattering centers. They can
be used in any Stereolithography apparatus to form for example SiCN
ceramics for Micro-Electro-Mechanical Systems (MEMS) [142], SiC/SiOC
from a mixture of silane and HDDA[143], or with the LCM technology
tro produce SiOC ceramic out of methyl-silsesquioxane preceramic poly-
mer [137] (see Figure1.17). The commercial available Ormocomp is a
predestined preceramic polymer with very good biocompatibility [144].
The preceramic polymers are limited to silica based ceramics, but
as like heterogeneous slurries particles of other ceramic species can be
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mixed into the preceramic polymer. For example, dispersing an alumina
powder in a commercial preceramic silica resin like XMA, TMA2 or THA2 [145],
alumina powder in a zirconia preceramic polymer to form zirconia tough-
ened alumina ZTA [146], or zincsulfid (ZnS) inserted in Ormocomp [147].
As preceramic polyers are highly transparenent they are favourable to
be used in high precision 3D-printing with Two-Photon-Polymerization.
1.3.2 Preceramic Polymers shaped with Two-Photon-Polymerization
Since its invention multi-photon polymerization has been studied with a
great range of materials [16] and preceramic polymers stand out with
their tunable viscosity and therefore high precision. The first steps to uti-
lize Two-Photon-Polymerization to obtain ceramic(-like) parts were made
in 2000 by the Fraunhofer-Institut für Silikatforschung in Germany [148,
149] introducingORMOCER® (OrganicallyModified Ceramics) and print-
ing the first structures with Two-Photon-Polymerization in 2003 [150].
They are structured to be used in different applications like wave guides [149],
photonic crystals [151, 152], stop gaps [153], optical surface gratings [154],
microneedles [155], tissue engineering scaffolds [156–159] (see Figure1.18)
and branched hollow fibers [160].
Figure 1.18: (a) Photonic crystals woodpile of S1813(b)
negative photoresist SU-8, (d-f) microneedles of ORMO-
CER®[156]
The resolution of the 2PP process with OrmoComp® can be tune down
to 1µm[161], especially when using a picosecound laser instead of a
femtosecond laser [162]. Further investigations lead to the exact knowl-
edge of the photo-initiator influence [163], the volume of the voxel and
its linear proportionality to the puls-width and temperature-dependend
diffusion [164]. Using medium numerical-aperture objectives enables the
printing ofmacroscopic structures larger than theworking distance [165].
Other commercial available preceramic polymers suitable for the Two-
Photon-Polymerization are for example TEGO RC 711 by Evonik [166],
SU-8 [167–169] or Ip-Dip by Nanoscribe [170, 171].
Besides commercial resins custom-made and polymerized preceramic
polymers can expand the properties and therefore the range of applica-
tions of the polymers. Examples are amixture ofmercaptopropyl-methylsiloxane
and vinylmethoxysiloxane for ultrastrong ductile ceramics [172, 173] or
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polysiloxane polymer to form photonic crystals [174] and poly(dimethyl-
siloxane) [175]. By reacting polyvinylsilazane and 2-isocyanoethylmethacrylate
a preceramic polymer capable of forming SiCN[176] is obtained. Zirco-
nia atoms can be introduced into the polymer backbone alongside silica
atoms and therefore enhancing the ceramic properties of the pyrolyzed
parts [177]. A Zirconia containing preceramic polymer is the SZ2080
which has proven to have a very low shrinkage and therefore a very high
precision to transfer a computermodel into a real structure [18, 178–180].
Helical structures out of OrmoComp® have been coated with a mag-
netic layer [181] to manipulate them in a magnetic field. Incorporat-
ing particles of any kind is another possibility to tune the properties of
Two-Photon-Polymerized preceramic polymers, as donewith piezoelectric
barium titanate nano-particles in OrmoComp®[182], Silica particles in
polyvinylsilazane [183] or silica/gold nanoparticles in Ip-Dip (Nanoscribe)
as so called micro-concrete [170]. On top it is reported to use three-
photon polymerization (3PP) with ORMOCER® to gain an even higher
resolution of 500nmand lower[184].
Two-Photon-Polymerization has its great strength in the freedom of de-
sign. Especially bio-inspired structures [185] are favourable to print for
tissue engineering scaffolds to grow cells in an bio-mimicking environ-
ment [156–159, 186, 187].
As a major drawback all those approaches are limited by the high silica
and organic content. The silica leads to glass-ceramic species which are
of less industrial interest than mechanical and chemical resistant oxide
ceramics like alumina-oxide. The high organic content is also disadvan-
tageous for the sintering behavior, as the probability of cracks rises with
the polymer content and wall thickness.
1.3.3 Comparison of the Technologies
Table 1.2: Comparison of all technologies
Single-Beam Multi-Beam 2PP
Minimal Resolution X/Y 1,2𝜇m 10𝜇m 500nm
Minimal Resolution Z 10𝜇m 100𝜇m 500nm
Possicle ceramics all kinds all kinds silica based
Process Time Medium fast slow
In a direct comparison, different excitation technologies can address
similar applications just in a different size range (see Table1.2). Single
Photon processes can print any kind of ceramic resin, either homoge-
neous (preceramic polymers) or heterogeneous but are reduced in their
Z-resolution by the applied slicing technology. The photo-curable ceramic
filled polymer is staged layer-by-layer (LbL) onto each other and photo-
cured one by one, meaning the thickness of the layer is the resolution
in Z-direction. The XY-resolution can be tuned to be rather high but still
lower than with a Two-Photon setup possible.
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To gain a micrometer to nanometer resolution in all three dimensions
a 2PP-setup is favorable. Major drawbacks are the more expensive setup
and the longer process time. On top, the process is so far limited to trans-
parent preceramic polymers to gain ceramic parts, as long as heteroge-
neous slurries are not transparent enough to pass the Two-Photon laser
beam through unscattered.
1.4 New Approach
This work is about a new approach to introduce all kinds of ceramic
species into Two-Photon-Polymerization besides silica-based preceram-
mic polymers. But this means to enhance heterogeneous slurries, where
solid ceramic particles are dispersed in a photo-curable organic or water-
based liquid, in that way, that it is transparent enough for the Two-Photon
laser (see Figure1.19).
Figure 1.19: Two-Photon-Polymerisation of Ceramics with
Heterogeneous slurries as new approach for ceramic stere-
olithography
By the laws of physics this is only possible, if the particle size of the
ceramics is reduced that far, that the scattering cross-section decreases
significantly. This assumptionwas proven to be rightful with ceramic pow-
der beds [188], where the matrix is air and the transmittance of the pow-
der bed could be increased by reducing the particle size down to some
hundreds of micrometer. The objection is to transfer this knowledge to
a heterogeneous photo-curable ceramic resin and adding a knew kind of
material system to the Two-Photon-Polymerization and additionally a new





In this chapter are listed the procedures and materials I used to first pre-
pare a photo-curable ceramic containing resin and how I characterized
its properties, second the Two-Photon-Polymerization aperture and how I
processed the ceramic resin with it and third the characterization meth-
ods of printed parts.
2.1 Materials
This study focus on the development of a ceramic stereolithography slurry
designed for the Two-Photon-Polymerization. In order to prepare a ce-
ramic composition for stereolithography, independent on the processing
technology, three major ingredients are needed, which are the following:




The chosen ingredients for this three groups are described in the fol-
lowing.
2.1.1 Photo-Curable Water Soluble Monomers
As the approach for a new ceramic stereolithography slurry is water based
the introduced photo-curing agents need to be water soluble as well.
Acrylamide (AM) and N,N′-Methylene bis acrylamide (MBAM) (see Fig-
ure2.1), both purchased from Merck KGaA, are small molecules with ei-
ther one or two double bonds capable of being involved in radical poly-
merization. The amino functionality −𝑁𝐻 and −𝑁𝐻2 attach a proton from
water forming the ions 𝑁𝐻+2 and 𝑁𝐻+3 respectively. Thereby these com-
pounds become water soluble. Acrylamide itself with only one double
bond can form linear polymers, whereas the N,N′-Methylene bis acry-
lamide can form connections between single chains creating a cross-linked
polymer network.
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(a) Acrylamide (AM)
(b) N,N′-Methylene bis acrylamide
(MBAM)
Figure 2.1: water soluble photo-curable agents
2.1.2 Photo-Initiators
In this study Two-Photon initiators were used to suite different light sources;
namely 2,2-Dimethoxy-2-phenylacetophenone (DMPA) and 2,5-Bis[4-[N,N-
Bis-[2-(Acetyloxy)Ethyl]Phenyl]- Methylene]-(2E,5E)-Cyclopentanone (BA740).
2,2-Dimethoxy-2-phenylacetophenone (DMPA) (see Figure2.2), purchased
from Merck KGaA is an organic but poorly water soluble initiator being
cleaved mainly with UV-light. It was used for experiments with UV-Light
to analyze the resin properties before printing structures with the Two-
Photon-Polymerization.
Figure 2.2: 2,2-Dimethoxy-2-phenylacetophenone
DMPA cannot or just barely be triggered by the laser beam, which has
a different wavelength than UV-light, Therefore it isn’t a suitable photo-
initiator for the Two-Photon-Polymerization. To fit the wavelength area
of about 800nm initiators have been designed and provided by the Or-
ganic Chemistry Group II in Jena. One of them is 2,5-Bis[4-[N,N-Bis-[2-
(Acetyloxy)Ethyl]Phenyl]- Methylene]-(2E,5E)-Cyclopentanone (BA740) [189],






In this study commercial suspensions with a high ceramic solid content
are chosen as ceramic particle source. The aim is to print alumina tough-
ened zirconia (ATZ), therefore the two main ceramic species alumina ox-
ide 𝐴𝑙2𝑂3 and zirconia oxide 𝑍𝑟𝑂2 further, referred as alumina and zirco-
nia respectively, are needed. Ceramic suspensions with either high solid
content of at least 40wt%̇ and low particle size of less than 200nm are
available of both species and described in the following (see Table2.1).
Table 2.1: Commercial available ceramic suspensions
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Those are the main ingredients of a ceramic slurry for stereolithogra-
phy purposes, which preparation is described in the following section.
26 Chapter 2. Experimental Section
2.2 Methods
2.2.1 Slurry Preparation
The sol-based photo-curable ceramic resins are inspired by a water based
slurry recipe for ceramic stereolithography [34]. Zirconia and alumina
containing suspensions are mixed in a ratio of 80:20 (Zr:Al) to gain a sus-
pension with the right composition to build alumina toughened zirconia.
The mixed ceramic suspension is then mixed with acrylamide (AM) and
N,N’-methylene bisacrylamide (MBAM) in an AM/MBAM weight ratio of
of 10:1. The ceramic solid content can be adjusted from 10 to 70wt%.
AM and MBAM are directly dissolved in the ceramic suspension.
A photoinitiator suitable for the light source is added at 1wt% related
to the non-ceramic content to trigger the desired photo-reaction. This
can be either 2,2-Dimethoxy-2-phenylacetophenone (DMPA) for UV-light
and BA740 [189] for the Two-Photon laser.
2.2.2 Rheological Measurements
The fluid properties of the suspension is studied using a rheometer MCR
502 from Anton Paar GmbH. A sample is placed between a fixed base
and a spin-able instrument. When rotating or oscillating the instrument
the force can be measured, which is necessary to perform the desired
movement. From this force several parameters characterizing any kind
of material can be derived, such as the viscosity 𝜂 and the complex shear
modulus G* describing visco-elastic behavior.
For different materials a variety of measurement geometries exist (see
Figure2.4). Operated with a cone-plate configuration CP25-1 (see Fig-
ure2.4 middle) fluid materials are tested with a flow curve, where the
dynamic viscosity 𝜂 is measured dependent on the the shear rate from
0,1 to 200 𝑠−1 [42].
Figure 2.4: Rheometry geometries
In this study, photo-rheological properties are gained based on the
literature [190] with a parallel-plate configuration and a gap thickness
of 0,1mm (see Figure2.4 right side). The samples are pre-sheared for
60s with an amplitude of 𝜑 = 0, 1 𝑚𝑟𝑎𝑑 and an angular frequency of 𝜔 =
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200 𝑟𝑎𝑑/𝑠. Then the UV-Lamp (OmniCure S1500/2000, Excelitas Technolo-
gies Corp) is switched on to irradiate to illuminate the sample from the
bottom with an intensity of 𝐼 = 0, 14𝑚𝑊/𝑐𝑚2 while continuing the shear-
ing. Following the dynamic modulus G*, storage G’ and loss G” modulus
and dissipation factor 𝑡𝑎𝑛 𝛿 allows to observe the change in mechanical
properties during the liquid-solid transition while polymerizing.
2.2.3 Particle Size Measurements
As the main characteristic of ceramic slurries for stereolithogtaphy is the
particle size, all suspensions and slurries are characterized upon their
particle size with dynamic light scattering (DLS). The particle size always
gives a Gaussian or normal distribution with size values for the smallest
10%, described as the 𝑑10. 𝑑50 and 𝑑90 are the particle size from which
50% and 90% respectively are smaller than this value. Most important
in this study are 𝑑50 and 𝑑90, as they give the mean particle size and the
upper limit.
Sol-based suspensions and mixtures are analyzed using a Zetasizer
(Nano ZS90, Malvern Pananalytica GmbH). As result the intensity-weighted
hydrodynamic size of particles using dynamic light scattering (DLS) tech-
nology. It is based on the phenomenon when coherent and monochro-
matic laser light hits a particle it is scattered in an fluctuatingway. Recorded
with time intervals the pattern is changing due to the Brownian Move-
ment and the velocity of particles can be calculated, from which one
can derive the Stokes-Einstein equation of the hydrodynamic radius [191].
Depending on the particle size the scattering pattern is a different (see
Figure2.5).
Figure 2.5: Hypothetical dynamic light scattering of two
samples: Larger particles on the top and smaller particles
on the bottom[192]
2.2.4 Optical Measurements
Ceramic suspensions and slurries are characterized upon their optical
properties using a StellarNet Inc. BLACK-Comet C-50 spectrometer with
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an SL5 deuterium+halogen light source. Water is used as reference Fig-
ure2.6a). The samples are placed in cleavable cuvettes with layer thick-
nesses of 0,1mm (see Figure2.6b) to obtain information about the scat-
tering behavior at a very low medium thickness, which is in the range of
the Two-Photon-Polymerization structuring range.
(a) transmittance setup (b) cleavable cuvette
Figure 2.6: Transmittance measurement setup and cleav-
able cuvette
The transmittance is measured from 300 to 900nm. This widely covers
the range of interest around 780nm, the wavelength of the laser source
incorporated in the Two-Photon-Polymerization setup.
2.2.5 Two-Photon-Polymerization Setup
Three-dimensional printingwas performed using the Two-Photon-Polymerization
setup called Nanofactory from Femtika Ltd. [193] (see Figure2.7a). It
incorporates a erbium-doped fiber laser as light source, a C-Fiber 780
High Power (Menlo Systems GmbH) operating at 100 fs pulse duration,
100MHz repetition rate and 780nmwavelength. The laser passes a 63x1.4
numerical aperture immersion oil objective lens (Carl Zeiss AG). The po-
sitioning system combines linear stages (ANT130XY-160 (Aerotech Inc.))
for XY-plane, ANT130LZS-060, (Aerotech Inc.) for Z direction and galvo-
scanners for faster XY-moving (AGV-10HPO (Aerotech Inc.)) (see Fig-
ure2.7b).
Programming tasks and controlling of the process are performed by
3DPoli software (Femtika Ltd.) [179], which enables fast and stitchless
writing [193]. The software is transforming computer-aided design (CAD)
models into lines and layers, on which the laser beam is guided through
the resin forming three dimensional structures.
2.2.6 Two-Photon-Polymerization Procedure
An alumina oxide plate is used as the base for the sample with 2-3 layers
of sticky tape to form a spacer of 100-200µm. An area of a fewmillimeters
is cut into the tape to form a process area. Inside this cavity a drop of
photo-curable resin is placed, and subsequently covered by a thin glass
slide with a thickness of 30µm. The sample is placed below the objective
lens on the XY-stages with a drop of immersion oil between upper glass
slip and objective (see Figure2.8).
2.2. Methods 29
(a) overall view (b) head with objective and stage
Figure 2.7: Direct Laser Writing Nanofactory
Figure 2.8: Scheme of experimental Setup to print photo-
curable ceramic resins
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The structures are produced inside the resin starting from the alu-
mina plate. In this study a SchwarzP triple periodic minimal surface [194]
serves as three-dimensional model (see Figure2.9a). One half space of
the SchwarzP cells is filled and single unit cells are placed next to each
other in all three dimensions generating a scaffold structure (see Fig-
ure2.9b). With this design a structure with high mechanical strength can
be obtained, while minimizing the material consumption and the build-
ing time. This Geometry was produced using in-house developed soft-
ware [195, 196] using the Standard Triangulation/Tesselation Language
(STL) format.
(a) Single SchwarzP cell original de-
sign with two half spaces
(b) Scaffold of 4x4x4 half filled
SchwarzP cells
Figure 2.9: SchwarzP geometry
2.2.7 Post Processing and Sintering
After polymerization each sample was washed from uncured material.
First the glass cover is removed and the alumina plates are placed in
a water bath for at least 24h. To avoid structure deformation and dam-
age the following drying procedure was applied: The water is exchanged
by 2-propanol (Chemsolute®, Th. Geyer) by placing the sample in so-
lutions following a concentration series, first 80:20 (water, 2-propanol),
then 60:40, 40:60, 20:80 and finally 100% 2-propanol. Afterwards critical
point drying (CPD) with an EM CPD300 from Leica Microsystems GmbH
is performed, where the 2-propnalol is gradually exchanged by liquid 𝐶𝑂2,
that is 100% miscible with 2-propanol. In the CPD the 𝐶𝑂2 is pressurized
and heated to reach it’s supercritical state (see Figure2.10), where no
phase transition occures anymore, and therefore no surface tension and
capillary forces can destroy fragile structures.
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Figure 2.10: Carbon dioxide pressure-temperature phase di-
agram[197]
In the next step the organic and polymeric parts are removed to form a
fully ceramic structure. The samples undergo a debinding and sintering
regime starting with with two plateaus at 325°C and 375°C maintain-
ing the temperatures for 2h each, reaching those temperatures with a
heating ramp of 5 °C/min. This procedure leaves only the ceramic par-
ticles forming a ceramic green body. The particles need to be sintered
at 1450°C for 2h, with a heating ramp of 5 °C/min, to form a fully ce-
ramic body with it’s typical ceramic properties. Furthermore, the overall
heating program is depicted in Figure2.11.
























Figure 2.11: Sintering regime
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2.2.8 Characterization and Visualization
Since Two-Photon-Polymerization written structures are printed with a
resolution of about 0,1nm to a few micrometer, a suitable method to
characterize and visualize the obtained ceramic structures is the scan-
ning electron microscopy (SEM). In this technique an electron beam is
scanned over the surface of the sample and the scattered electrons and
X-rays can be analysed due to their position and energy [198] (see Fig-
ure2.12).
Figure 2.12: Schematic of an SEM[199]
Prior analysis in an SEM (EVO MA10, Carl Zeiss GmbH) samples were
sputtered with either 15nm of gold for imaging or 15nm carbon for ele-
mental mapping using the electron dispersive X-ray analysis (EDS X-Ray
detector, Thermo Fischer Scientific).
2.3 Summary after Theoretical and Experimental
Section
In the literature are already described how slurries for ceramic stere-
olithography ought to be. Shortly, they need a high ceramic content
with homogenized ceramic particles while keeping a low viscosity. The
curing behavior depends on the chosen light source, meaning the diffi-
culty rises when choosing Two-Photon-Polymerization. A suitable ceramic
slurry needs a very small particle size.
The goal is the development of a slurry suitable for the Two-Photon-
Polymerization to open a new geometry and resolution to ceramic stere-
olithography. This includes the slurry preperation and testing, followed





This chapter details the development of a water-based ceramic filled sus-
pension, to the smallest man-made ceramic structure via a ceramic filled
Two-Photon-Polymerization resin.
3.1 Development of a Photo-curable ATZ-Suspension
Commercial available sol-based ceramic suspensions were utilized as source
of nano-sized ceramic particles, alongside dispersed zirconia or alumina
at a solid fraction of 40 to 50wt% (particle sizes of 15 to 110nm). These
could then be mixed to form alumina toughened zirconia (ATZ)-slurries,
which possed zirconia and alumina particles in a Zr/Al-ratio of approxi-
mately 80:20 (wt%/wt%). The suitable ceramic suspensions chosen for
the mixture were an alumina suspension, Aerodisp W440 produced by
Evonik, and a zirconia suspension, fabricated byNanostone (see Table3.1).
Table 3.1: Commercial available ceramic suspensions con-
taining alumina and zirconia
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The particle size and transmittance of these two suspensions were in-
vestigated to provide insights into their properties, with an emphasis on
investigating sample transmittance, which is of the upmost importance
to Two-Photon-Polymerization.
34 Chapter 3. Results and Discussion
3.1.1 Zirconia-Sol: Particle Size and Transmittance
The hydrodynamic particle size, measured with DLS, of the zirconia sus-
pension was peaking at 35nm (see Figure3.1) with only a very small frac-
tion of particles above 100nm. This measure was independent on the
particle mass fraction, as the particles did not agglomerate, as long as
the suspension contained a sufficient amount of water.
















Figure 3.1: intensity weighted hydrodynamic particle size of
the zirconia suspension measured with DLS
This particle size lead to a high transmittance (see Figure3.2) at 0,1mm,
around 90% along awide wavelength range, only decreasing from 400nm
downwards. Around 780nm, the wavelength of the Two-Photon laser, the
transmittance was at 90% and therefore with the investigated distance
of 0,1mm sutiable for the Two-Photon-Polymerization.





















Figure 3.2: Transmittance of the zirconia suspension at
0,1mm thickness
The particles size of the zircona suspension favoured good optical prop-
erties for the Two-Photon stereolithography, as the zirconia suspension
held high transmittance together with a sufficient ceramic content.
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3.1.2 Alumina-Sol: Particle Size and Transmittance
The particle size of the alumina containing suspensions, measured with
DLS, was significantly higher than the zirconia suspensions (see Figure3.3),
with a peak at 110nm.






















Figure 3.3: Intensity weighted hydrodynamic particle size of
the alumina suspension measured with DLS
At 0,1mm layer thickness the transmittance (see Figure3.4) was re-
duced to 80%, and was going down to 0% at lower wavelengths. The re-
duction of the transmittance was stronger dependent on the wavelength
than in case of the zirconia suspension, which stayed at a transmittance
of more than 80% almost throughout the whole wavelength range.




















Figure 3.4: Transmittance of the alumina suspension at
0,1mm thickness
The particle size and therefore also the transmittance already showed
that the alumina suspension was more likely less sufficient for a highly
transparent photo-curable resin suitable for the Two-Photon-Polymerization.
It needed to be tested how this influenced a mixed ATZ-suspension with
a rather small weight fraction of alumina particles of 20wt%.
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3.1.3 Preparation of an ATZ-Suspension
At first a water based ATZ-suspension, containing alumina and zirconia
particles in the right weight ratio, were obtained by mixing the zirconia
and alumina suspensions with each other.
3.1.4 Particle sSize of the ATZ-Suspension
Mixing two different suspensions from different suppliers with different
particle sizes and weight fractions, may have lead to agglomerations or
sedimentation. The resulting particle size distribution Figure3.5 showed
two peaks corresponding to the two original particle species. No agglom-
eration occured, as no particles larger than 200nm could be observed.
This demonstrated the miscibility of the suspensions without agglomera-
tion forming.


















Figure 3.5: intensity weighted hydrodynamic particle size of
the mixed ATZ-suspension measured with DLS
The intensity-weighted particle size showed a larger amount of alu-
mina than zirconia in themixture, even though it was the other way round.
However, this had to be related to the measuring technique dynamic light
scattering (DLS) [200], were larger particles scatter more and therefore
give a larger signal as higher intensity. This distorted the intrinsic as-
sumption of more particles should scatter more and shows the large in-
fluence of the reduced scattering when particles are getting smaller than
1/10 𝜆 of the incoming light.
3.1.5 Transmittance of the ATZ-Suspension
The transmittance of pure alumina and zirconia suspenions are shown in
Figure3.6). Both suspensions became less transparent with lower wave-
length, but with a greater decrease in the alumina suspension, despite
their similar ceramic content (50wt% compared to 40wt%, respectively).
Alumina has a refractive index of 1,7 (n(𝐴𝑙2𝑂3)=1,7682 [201]) and zirconia
a much higher refractive index of 2,1 (n(𝑍𝑟𝑂2)= 2,1588 [202]). Predicting
the transmittance behavior only relying o the refractive index, alumina
should show higher transmittance than zirconia. The only explanation to
this irregularity is the particle sizes.
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Figure 3.6: Transmittance of the alumina and zirconia sus-
pensions at 0,1mm thickness
The transmittance of the alumina and zirconia mixture with 65wt%
at 0,1mm layer thickness showed the common behavior of a decreasing
transmittance with lower wavelength (see Figure3.7), as all ceramic sus-
pensions have shown. The transmittance was reduced from above 65%
down to 0%, with a lower decreasing transmittance as the pure alumina
suspension. At 780nm the transmittance was above 60%.






















Figure 3.7: Transmittance of the mixed ATZ-suspension at
0,1mm thickness
Particle sizes were 110nm for the alumina suspension and 35nm in
zirconia. Operating with a 780nm 2PP-laser means that the zirconia par-
ticles were smaller than the hurdle of 1/10th of the laser wavelength. In
that case the scattering cross-section is reduced significantly, falling even
more with 𝐼 ∝ 𝜆−4. Alumina particles were larger with scattering remain-
ing a dominant mechanism. The zirconia particles therefore blended in
with the surrounding water, and did not interact with the 780nm light at
all, outdoing the refractive index dependency of scattering.
The combined suspension, with 80wt% of zirconia and 20wt% of alu-
mina with 65wt% mass fraction, held a transmittance of 60% at 0,1mm.
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This finding implied that that the larger alumina particles reduce the
transmittance of the mixture but still transmitted a sufficient amount of
photons through the suspension to trigger the Two-Photon-Polymerization.
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3.2 Preparation of the Photo-Curable ATZ-Slurry
The aforementioned mixed ceramic suspension consisted only of ceramic
particles, water and stabilizing agents. Twomajor ingredients for a photo-
curable slurry were still missing: a photo-reactive agent and a photo-
initiator. These needed to be added while sustaining the low viscosity of
the suspension for easy handling and keeping a sufficient high ceramic
content in the slurry, at least 50wt%, to ensure a sufficient sintering qual-
ity of the printed parts.
3.2.1 Getting the right Mixture II
To transform the water-based ATZ-suspensions into a photo-curable resin
an olefinic water soluble substances was added, in this case Acrylamid
(AM) and N,N’-Methylenebisacrylamide (MBAM). They are both water
soluble and inhere one or two double bonds respectively, which are needed
to perform radical polymerization during the printing process. AM with
only one olefinic group is building up long chains, while MBAM with its
two terminal double bonds connects the growing chains and forms a sta-
ble polymer network.
AM/MBAM in a 10:1 (wt%) ratio was added to the concentrated ATZ-
suspension in that way, that the final mixture had a ceramic solid content
of 50wt%.
It turned out that the best recipe is the following:
• 1g ATZ-Suspension (65wt%)
• 0,2g AM
• 0,02g MBAM
AM and MBAM were diluted in the liquid suspension until the suspen-
sion is clear again. A photo-initiator was additionally added at 1wt% re-
lated to the non-ceramic content. In this case the suspension has 50wt%
of ceramic particles and 50wt% of water, AM and MBAM. The whole sus-
pension weighed 1g ATZ-suspension + 0,2g AM+ 0,02gMBAM= 1,22g.
0,61g was half of that, the non ceramic content. 0,0061g or 6,1mg cor-
responded to 1wt% and is the amount of photo-initiator, which was added
at the end.
The rheological behavior of this mixture ought to be investigated in
the next section.
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3.2.2 Rheology of the Photo-Curable ATZ-Suspension
The viscosity and photo-curing behavior of the photo-curable ATZ-suspension
needed to be investigated. The visco-elastic properties during the photo-
curing needed to be tested as well.
3.2.3 Viscosity
The viscosity of photo-curable suspensions used in stereolithography pro-
cesses shouldn’t exceed 3000mPa·s [28, 30]. Above that resins become
paste-like, which might impair the processing and handling of the sus-
pensions in the machines.
The flowcurve of the ATZ-suspension with 50wt% showed a shear thin-
ning behavior from >10 down to 0,1Pa·s from a shear rate of 50 s−1, stay-
ing far below the limit (see Figure3.8).


















Figure 3.8: Flowcurve of photo-curable ATZ-Suspension
The viscosity of the photo-curable resin is in a sufficient area for the
Two-Photon-Polymerization and did not require further adjustment.
3.2.4 Photo-Curing Behavior
The photo-curing behavior of the ATZ-suspension was investigated by fol-
lowing the storagemodulus𝐺’ of the dynamic modulus𝐺∗ = 𝐺’+𝑖⋅𝐺″ while
the resin is illuminated with an UV-light. The storage modulus serves as
representative of the elastic part in the resin, which is increasing with the
ongoing polymerization-reaction, when the polymer networks are formed.
The storage modulus of the photo-curable ATZ-suspension increases
by several magnitudes to 106 Pa in a few seconds after the UV-lamp was
switched on (see Figure3.9), revealing a fast and effective curing behav-
ior.
Here two mechanisms assure a fast photo-polymerization with rather
strongmechanical properties. At first the photo-polymerization of AM/MBAM
is rather quick. The molecules are small and the matrix is low viscous.
The diffusion rate is therefore high, leading to a fast photo-curing pro-
cess. As secondary advantage the embedded ceramic particles transform
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Figure 3.9: Evolution of storage modulus 𝐺’ after switching
on an UV-lamp
the photo-cured polymer into a composite material, giving the polymer a
higher mechanical strength [203].
On the basis of this experimental findings the photo-curing behavior
of the water based ATZ-containing resin could be predicted as fast and
efficient enough for the Two-Photon-Polymerization [204].
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3.3 Two-Photon-Polymerization of ATZ
The Two-Photon-Polymerization is a process of multiple steps including
sample preparation, printing, washing and other post processing steps
and analyzing (see Chapter2). To form ceramic parts additional steps,
dealingwith debinding and sintering, are added after the post-processing.
This transforms the printed polymer networks with embedded ceramic
particles into a fully ceramic body.
Steps for Two-Photon-Polymerization of ceramics:
1. Sample preparation
2. 2PP-Printing
3. Post-processing (washing, drying)
4. Ceramic forming (debinding, sintering)
3.3.1 Two-Photon-Printing of the ATZ-Suspension
As described in Chapter3 the photo-curable water based suspensions con-
taining alumina and zirconia particles was places in a cavity on an alumina
plate as basis for the printing process. With a spacer tape and a cover
glass a rectangular printing window was formed of a few millimeters size
and 100-200µm thickness. All samples were prepared that way.
Before printing complex structures the optimal operation parameters
for the process must be found. Most important are the writing speed and
introduced power as well as the right geometry and its slicing (distance
between layers) and hatching (distance between single lines) strategy.
This process is crucial to obtain a fitting parameter field and to gain re-
producible printing results.
A geometrical model, like a Standard Triangulation/Tesselation Lan-
guage (STL)-file, is translated into the four main writing parameters (see
Table3.2), which have different influences on the outcome of the writing
process.
Increasing the power of the laser also increases the focal point result-
ing in a broader polymerization zone and therefore a wider line. Increas-
ing the speed on the other hand decreases the power per time leading
to less polymerization and therefore slimmer lines. Additionally placing
the lines to close to each other leads to over-polymerization, which has
the same effect as writing with to high power or to low speed. When the
distance between the lines is to wide the single lines do not overlap at all
and therefore cannot form any structural integrity.
In all upcoming experiments a single SchwarzP unit cell, which is half
filled, served as model (see Figure2.9a). To find the main four parameters
those single cells were printed next to each other in a two-dimensional
array in the XY-Plane varying either power and speed or slice and hatch.
For the first array the slicing was set to 0,99µm and hatching to 0,1µm,
which are medium standard parameters for the Nanofactory. Then the
power was varied from 2mW to 20mw in 2mW steps and speed from
500µm/s to 4500µm/s in 500µm/s steps, resulting in an array of 10x9
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Table 3.2: Writing parameters and their influence
Parameter Effect
writing speed • fast →less power per time,
under-polymerization
• slow →more power per time,
over-polymerization
power • high →over-polymerization
• low →under-polymerization
slicing (distance between slices) • high →no connection between
layers, instability
• low →high overlap, over-
polymerization
hatch (distance between single
lines)
• high →no connection between
single lines, instability
• low →hight overlap, over-
polymerization
single SchwarzP cells. Those limits are inside the recommended param-
eter window of the machine.
The scanning electronmicroscopy (SEM) image showed only 5x9 SchwarzP
cells (see Figure3.10), implying the cells written with less than 12mW
were missing. Meaning the photo-curable ATZ-suspensions needed a cer-
tain threshold energy to trigger the photo-polymerization. Even with
12mW some cells were not stable. The clearest appearance showed the
cells written with a power of 18 to 20mW and at high speed of 3500
to 4500µm/s. One parameter-set used for the next experiments was a
power of 20mW and a speed of 5000µm/s, as this combination gives the
best printing quality at the highest printing speed.
A second array was printed varying slice and hatch, both from 0,1 to
1,9µm in steps of 0,2µm, resulting in a 10x10 array of printed SchwarzP
cells .
As with the previous array also this group of printed cells was incom-
plete (see Figure3.11). At large slice and hatch values only a few stack
of lines were visible or even missing completely. Meaning at this line dis-
tances no stable geometries can be formed, because the lines and slices
were not connected to each other. In Figure3.12a this was especially vis-
ible as with rising hatch distance the structures collapsed. An optimal
area was at slice distance of 0,3 to 0,5µm and hatch of 0,3 to 0,7µm.
With lower slice and hatch the structures are over-polymerized. Also the
structures were very clear when only one parameter is tuned to a high
value (see Figure3.12b), while the other is kept low, like the pairing of
0,9µm slicing and 0,1µm hatching.
For further experiments, where the goal is to print larger structures, a
slice and hatch pair is favourable with higher slicing distance. The larger
the slicing distance the less layers are needed to form a three-dimensional
structure and therefore less time consuming. From this point of view the
parameters of 0,99µm slicing and 0,1µm hatching were chosen.
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Figure 3.10: Array of half filled SchwarzP cells with varying
Power and Speed
Figure 3.11: Array of half filled SchwarzP cells with varying
Slice and Hatch
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(a) Detail of the slice and hatch array of
collapsing structures with rising hatch
distance
(b) 45° side few of the slice and hatch
array
Figure 3.12: Before
With this parameter set larger structures were printed on a alumina
substrate, e.g. scaffolds comprised of 4x4x4 single half filled SchwarzP
cells (see Figure2.9b) with an edge length of 50µm. Those can be added
subsequently next to each other to form 2x2 or 3x3 arrays, leading to scaf-
folds of different sizes. After the printing process the alumina plate, with
the structure on top, was taken from the printer, the cover glass is lifted
and the residual resin is washed away to free the scaffold. Afterwards
they were dried, debinded and sintered.
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3.3.2 The Effect of Air Drying on Sintered Structures writ-
ten with 2PP
The first sintering experiments were performed on samples, which were
air dried after printing. It turned out the sintering performance of the
small structure was rather good (see Figure3.13). Contrary to the as-
sumption that small structures are torn apart, by the forces occurring
during the debinding or the sintering process. They turned out to be
crack free and completely intact. It seems that the very high surface to
volume ratio of this tiny structures favoured a smooth degassing while
debinding. But on the other hand side the structures were heavily dis-
torted, far away from the original geometry, which seemed to be mainly
due to contraction.
Figure 3.13: Sintered structure, which was air dried
One Assumption is, that the drying after the printing process has a
high influence on the geometry. The resin is water based and still inhibits
up to 25wt% of water, which needs to be removed before debinding and
sintering. Water has a high surface tension, which generates great forces
upon the structures, in that micrometer range, during drying. Therefore
the next samples were critical point dried (CPD) before debinding and
sintering.
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3.3.3 The Effect of Critical Point Drying on Sintered Struc-
tures written with 2PP
The CPD is a method to avoid surface tension during drying processes.
This should decrease the contraction of the structure and should con-
serve the original geometry better than drying in air. A closer look at
scaffolds after CPD reveals that the distortion of the structure was much
smaller with controlled critical point drying (see Figure3.14a). The scaf-
folds shrinked, but in an uniform way in the XY-plane. The first layer
of cells was attached to the surface of the alumina plate and therefore
couldn’t shrink and slide in the XY-plane during drying as the upper lay-
ers. This lead to a pyramid like shape of the structure.
(a) Top view (b) Side view at 45°
Figure 3.14: Critical point dried and sintered structure
The structure was not distorted as heavily as the air dried sample, but
another problem became visible. This structure consisted of four scaf-
folds with 4x4x4 single unit cells and the intersection between the single
scaffolds formed a intended breaking point (see Figure3.14b). In this
case the G-Code was programmed in that way, that the 4x4x4 scaffolds
were printed one by one and next to each other, so-called stitching. In
this way an overlap was created between the single scaffolds and formed
an intersection with different properties than in the rest of the volume.
In the region of the intersection the ceramic particles are very likely sep-
arated by the optical tweezers effect [205]. Such heterogeneous region
shrink differently during drying, debinding and sintering causing cracks.
This was very visible in the structure as cracks were between the single
scaffolds and some parts were completely missing.
This might be resolved by changing the G-Code to write without stitch-
ing, in this case by preparing a new STL-file consisting of 10x10x4 single
unit cells (see Figure3.15).
An un-sintered scaffold could be obtained, without cracks and mini-
mally distorted. The surface was smooth with small grains of either poly-
mer or ceramic particles.
After sintering the shape of the scaffold stayed similar to the un-sintered
one (see Figure3.16). The pyramid shape was the same only the surface
and the pores appeared different. The pores of the sintered ceramic struc-
ture were wider and the surface was smoother, but with visible ceramic
crystalites of different sizes (see Figure3.16b). One might assume the
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(a) Top view (b) Side view at 45
Figure 3.15: A structure, which is critical point dried and
written without stitching
different crystalites were either pure zirconia or alumina oxide, where
the small grains should be alumina, as it is only present at 20wt%. That
also means, that even though the original particles in the resin are much
smaller than this chunks and grains, 35nm for zirconia and 110nm for
alumina, the different ceramic species did not mix during any step of the
process leaving an heterogeneous ceramic structure.
(a) whole structure (b) detail
Figure 3.16: A structure, which is critical point dried, writ-
ten without stitching and sintered
The different scale bars show, that the sintered structure were as half
as long as the non-sintered one (comparing Figures3.15a3.16a). That
means, the structure shrinked uniformly during debinding and sintering.
The distortion of the structure is left by the different shrinking capability
of the parts near to the alumina surface than in the volume during drying.
Neither the shrinkage during drying nor during debinding and sintering
can be fully prevented. One possibility to geometrically overcome the
shrinkage is to place the desired structure on top of another, which serves
as shrinking buffer or support structure (see Figure3.17). In this way the
desired SchwarzP scaffold can shrink uniformly in all three dimensions.
To sum this up, the transfer of a computer aided geometry into a Two-
Photon-Polymerization written structure depends on all post-processing
steps. Especially drying influences the outcome of the sintered structure.
During drying the structure looses up to 25wt%. This leads to the first
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Figure 3.17: Un-distorted scaffold on top of a destroyed sup-
port structure
and harshest shrinkage. It can be controlled by e.g. using a automatic
CPD-dryer set up with very mild operation conditions. This results into
a dry polymer with embedded ceramic particles, which are not visible at
the surface.
As a second step the structure looses the organic polymer during the
debinding, approximately another 25wt%. The mechanisms distorting
the structure are almost the same as during drying, but can be controlled
with a slow heating ramp up to the debinding temperature to prevent fast
burning of the polymer. When the polymer is burned away the structures
are sintered, by melting the ceramic particles onto each other, which
again results in a shrinkage of up to 25%. The printed structures from the
water based ATZ-suspension run through many shrinking occasions, each
a risk for the structure to be damaged. But with taking each shrinking
step into account a highly accurate ceramic structure with a resolution of
few micrometer in all three dimensions could be obtained with the Two-
Photon-Polymerization.
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3.3.4 The Ceramic Character
The scanning electron microscopy (SEM) revealed the surface structure
of the scaffold showing smaller and larger crystalytes of ceramics. The
elemental composition of the whole structure and single crystalites were
investigated utilizing energy-dispersive X-ray spectroscopy (EDX).
Table3.3 shows the atomic distribution of a whole scaffold, whichmostly
contains zirconia, alumina and oxygen forming the two ceramic species of
alumina oxide 𝐴𝑙2𝑂3 and zirconia oxide 𝑍𝑟𝑂2. The ratio between alumina,
zirconia and oxygen was correct to form alumina toughened zirconia with
a ratio of 𝑍𝑟𝑂2:𝐴𝑙2𝑂3 of 80:20. This proved the fully ceramic consistence
of the scaffold. The carbon fraction showed a leftover fraction from the
debinding process.
Table 3.3: Atomic composition of a 2PP-printed ATZ-scaffold






The prove of the ceramic character of the structures was given, but
the atomic composition of the single crystallites was still unclear.
3.3.5 Atomic Composition of Single Crystallites
The different atomic composition of the scaffolds was visualized using the
back scattering detector in the scanning electron microscopy (SEM). The
energy of the scattered electrons is dependent on the atomic number,
where heavier elements scatter more and produce a larger brightness
than lighter elements. As Alumina has the periodic number 13 and the
zirconia the number 40, areas with mainly zirconia are brighter than alu-
mina oxide crystallites.
(a) Secundary electron image (b) Back scattering image
Figure 3.18: Comparison of scanning electron microscopy
pictures obtained with secundary and back scattered elec-
trons
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Figure3.18 showed the same area of the sintered scaffold either pro-
duced with secondary electrons and with back scattered electrons. The
back scattering image reveals a high contrast between the smaller and
the larger grains, where the larger chunks were rather bright and the
small grains almost black. This strengthens the assumption, that the
small grains consisted mainly of alumina and the larger ones mainly of
zirconia.
Figure 3.19: Back scattering image overview of single
points, where an EDX-spectrum was taken
Taking a closer look at the different grains (see Figure3.19) and taking
an EDX-spectrum revealed their different atomic composition. The spec-
trum of point1 was taken from one of the dark and small grains showing
a high content of alumina (see Figure3.20a), whereas the EDX spectrum
of point 7 showed almost 100% of zirconia.
This showed, that alumina and zirconia particles were almost not mix-
ing during the whole process, on the contrary even building pure alu-
mina or zirconia oxide crystallites. With the back scattering images lines
are visible in the zirconia grains (see Figure3.18b). This effect is called
crystal twinning[206] and occurs during crystal growth. This indicates
that the ceramic particles were not only sintering together but grew crys-
tals during the sintering process, which were then sintered together and
formed an heterogeneous but three dimensional ceramic micro-structure
of unknown properties.
The printing experiments and the post processing analysis proved the
Two-Photon-Polymerization of technical ceramic like ATZ was possible
utilizing the water based heterogeneous and even though transparent
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(a) EDX-spectrum of point1 (b) EDX-spectrum of point2
Figure 3.20: EDX spectra of different grains on the ATZ-
scaffold
ATZ-suspension. The resulting structures are printed with a high resolu-
tion in all three dimensions and could be sintered to fully ceramic struc-






This work is a proof of concept. My experience in Two-Photon-Polymerization
added with expertise in ceramic manufacturing by my supervisors helped
me to develop this new resin. From the literature and previous experi-
ments we knew, that a classic approach to generate a ceramic resin suit-
able for the Two-Photon-Polymerization with e.g. milling will not be suc-
cessful, as the particles cannot be milled small enough. Only opaque mix-
tures are generated, which cannot assure the transmission of the Two-
Photon laser. But the transparency of the resin is crucial for a successful
Two-Photon process. Only alternative are preceramic polymers, but those
are limited mainly to silica due to their chemical composition.
Ceramic particles with the right particle size lower than 150nm have
been found in commercial available sol-based ceramic suspensions, in-
habiting all sorts of ceramic species. In this study alumina and zirco-
nia were chosen to produce alumina toughened zirconia (ATZ). The ce-
ramic particles are dispersed in water. The suspensions need to be trans-
ferred into a photo-curable mixture by adding photo-reactive chemicals,
in this case acrylamid (AM) and N,N’-Methylenebisacrylamide (MBAM),
and a suitable photo-initator, preferably BA740 as a special initiator for
the Two-Photon-Polymerization. The resulting mixture is of right viscos-
ity and photo-curable with UV-light and therefore also printable with the
Two-Photon-Polymerization.
During and after the printing process a few steps have to been taken
into account to prevent the final structure from collapsing and cracking.
When those processes are dialed in a micro-structured ceramic objects
can be obtained and analyzed. Those are still minimally distorted due to
the different shrinkage between bottom and top, but apart from that very
much represent the desired geometry.
The ceramic character of the structure could be proven using Energy-
dispersive X-ray spectroscopy (EDX), which also revealed an interesting
behavior of the ceramic particles during sintering. The two different ce-
ramic species, alumina and zirconia, unmix and form uniform either alu-
mina or zirconia grains of very large size. On might assume the sintering
conditions can be tuned even further.
Together all the experiments result in a positive proof of concept:
printing ceramics from a heterogeneous photo-curable resin with the unique
Two-Photon-Polymerization is achieved. Ceramic structures are printable
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of very high precision, which cannot be achieved with any other manufac-
turing technique. This opens a totally new field of applications for tech-
nical ceramics. And the only basic material requirement for this process
is a suspension of stabilized ceramic nano-particles.
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4.2 Outlook
The positive proof of concept opens new doors for ceramic additive man-
ufacturing but also leaves some unsolved problems and unresolved ques-
tions.
The particle behavior in the slurry, while printing and during drying,
debinding and sintering is still unknown, especially as ceramic species
tend to unmix. Furthermore the Scanning Electron Microscopy (SEM)-
images, combined with Energy-dispersive X-ray spectroscopy, reveal the
surface and the chemical composition of the structures, but deliver no
information about the inner structure of the parts and the pore size.
Those questions might be answered utilizing different analyzing tech-
niques like micro–computed tomography (µCT) or layer-wise SEM-images
produces with a Focused Ion Beam (FIB) to reveal the inner structure. A
thin layer of the structure can be further investigated with Transmission
electron microscopy (TEM). This might show how the particles are sin-
tered together and if the structures are actually hollow.
The greatest challenge is to transfer the computer aidedmodel into the
structure without any distortion. The parts shrink about 75% in length
during drying, debinding and sintering. A good shape fidelity might be
hard to achieve, but there might be a few ways to deal with the distortion.
Either the distortion is calculated into the STL-file or support structures
are introduced, which take up the tensions during shrinking.
The resin itself could also reduce the shrinkage by generating resins
with higher ceramic content or by decreasing the amount of low viscous
solvents, e.g. the water. Doing so would increase the reactivity and the
stability of the slurry, as it is no more in danger of drying out. Additionally
a higher solid content in the resin should lead to less shrinkage during
drying, debinding and sintering.
A great variety of ceramic species could be additively manufactured
in this micro-scale. Starting from technical ceramics of great mechani-
cal strength like alumina and zirconia oxide with all kind of derivatives.
Those could be printed into micro-mechanics, micro-fluidics or medical
scaffolds. Piezoceramic species like lead zirconate titanate (PZT) could be
printed into micro-actuators and therefore build movable ceramic parts
in that very small scale. Micro- and nano-structured meshes or scaffolds
of all sorts of ceramics could be introduced as filter meshes with tunable
pore size or as geometrical basis for catalysis in extreme conditions. Lust
but not least, bio-ceramics like hydroxyapatites (HAP) or beta tricalcium
phosphate (𝛽-TCP) and also zirconia could be printed into implants with
a specific designed surface to increase the ingrowth by mimicing natural
structures.
All those applications might benefit from the possibility to print ce-
ramic materials as well as from the special properties of the Two-Photon-
Polymerization, especially with its geometrical freedom. Compared to al-
most all other 3D-printing technologies, where objects are printed layer-
wise, the Two-Photon-Polymerization is theoretically capable of all ge-
ometries and three-dimensional printing paths imaginable.
Two-Photon-Polymerization of ceramics is not the cure of all prob-
lems. It is especially not capable of printing macro-sized structures in
a centimeter- or meter-range, but it adds a new dimension to the print-
ing of technical ceramic structures. The bread and butter, so to say, are
micro-applications, which are, true till today, the future in all technologies
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